S3
Synthesis of 6. In a one neck round bottom flask was dissolved PPh3 (1.4 equiv, 0.490 mmol) in DCM, the solution was cooled to 0 °C, iodine (1.4 equiv, 0.490 mmol) was added and the mixture was stirred for 30 min, then 3 (1.0 equiv, 0.350 mmol), 5 (1.1 equiv, 0.385 mmol) were added, finally Et3N (5.0 equiv, 1.60 mmol) added dropwise. After that the mixture was allowed to warm up to r.t. and stirred during 1 h. The crude was filtered through short silica gel column using DCM and crystalized using DCM/petroleum ether to obtain product as a dark green crystals in a 59% yield. TLC 4, 154.9, 144.9, 144.8, 139.4, 136.0, 134.9, 133.4, 132.3, 131.4, 131.2, 130.3, 130.1, 129.9, 128.4, 127.2, 122.6, 119.5, 119.1, 119.1, 117 3, 154.5, 147.0, 146.9, 145.2, 145.1, 140.4, 139.8, 135.0, 134.2, 133.7, 133.6, 131.9, 131.0, 129.6, 129.1, 128.9, 127.8, 127.7, 127.1, 126.7, 126.4, 124.1, 123.4, 123.3, 119.7, 119.5, 116.5 8, 159.5, 154.9, 145.0, 144.8, 141.4, 138.8, 134.9, 134.6, 133.1, 133.0, 131.3, 130.2, 129.9, 129.8, 129.0, 128.3, 127.7, 127.0, 126.8, 119.8, 119.0, 116.9, 114.3, 55 
Synthesis of 7c.
According to general procedure. 6 (15 mg, 0.030 mmol), 4-acetylphenylboronic acid (10 mg, 0.060 mmol), Pd(OAc)2 (0.4 mg, 1.5x10 -3 mmol), S-Phos (1.9 mg, 4.6x10 -3 mmol), Na2CO3 (6.5 mg, 0.060 mmol). 6, 159.7, 154.9, 145.1, 144.9, 144.9, 140.4, 139.1, 136.2, 134.9, 133.2, 131.2, 130.3, 129.9, 129.6, 129.3, 129.0, 128.3, 128.2, 127.6, 127.4, 119.7, 119.0, 116.9, 26.7 144.8, 141.7, 139.0, 137.9, 134.9, 134.7, 133.6, 133.1, 132.8, 131.3, 130.2, 129.9, 129.2, 128.6, 128.4, 128.2, 127.7, 127.7, 127.5, 126.5, 126.2, 126.1, 125.5, 119.8, 119.0, 116.9 . 8, 155.1, 150.8, 147.2, 145.6, 141.3, 137.9, 135.8, 134.7, 134.2, 132.4, 131.5, 129.8, 129.7, 129.6, 127.8, 127.8, 127.4, 121.9, 120.1, 120.0, 117. 7, 154.9, 145.0, 144.9, 139.7, 139.2, 135.1, 134.9, 133.3, 132.7, 131.2, 130.3, 129.8, 129.5, 129.4, 128.7, 128.2, 127.9, 127.6, 119.6, 119.0, 118.8, 117.0, 111.4 8, 156.2, 154.9, 153.3, 145.0, 144.8, 139.0, 137.0, 134.9, 134.5, 133.0, 131.3, 130.2, 129.9, 129.8, 128.9, 128.9, 128.0, 127.4, 126.9, 125.2, 125.0, 124.1, 123.3, 122.9, 120.8, 120.1, 119.8, 119.0, 116.9, 111.9 9, 155.0, 145.2, 145.0, 139.0, 138.0, 137.2, 135.0, 134.7, 133.2, 131.4, 130.3, 130.0, 129.9, 129.8, 129.1, 128.9, 128.2, 128.0, 127.8, 127.4, 126.9, 126.8, 119.9, 119.2, 117. Hz, 2H), 6.59 (d, J = 2.9 Hz, 2H); 13 C NMR (126 MHz, CDCl3) δ 159. 9, 155.0, 145.2, 145.0, 143.8, 143.4, 141.5, 141.4, 140.5, 139.0, 138.4, 135.0, 134.7, 133.2, 132.0, 131.5, 131.5, 131.5, 131.4, 130.3, 130.1, 129.9, 129.1, 128.1, 128.0, 127.9, 127.8, 127.5, 127.2, 126.7, 126.7, 126.6, 126.5, 119.9, 119.2, 117.0 1 Absorption (ab) and fluorescence (fl) wavelength; molar absorption at the maximum (max); Stokes shift (St); fluorescence quantum yield () and lifetime (); radiative (kfl) and non-radiative (knr) rate constants. c-hex: cyclohexane; EtOAc: ethyl acetate; AcN: acetonitrile *not soluble in cyclohexane, even in diluted solutions (2 M) S35 Figure S1 . UV-Vis absorption (normalized at the Vis absorption band) spectra of coumarin-BODIPY hybrids in diluted solutions of acetonitrile. The corresponding spectrum of the reference BODIPY 3 (dashed line) is including for comparison. For the sake of simplicity just a representative fluorescence spectra (dotted line) is depicted since the bands position and shape is equal in all the herein tested derivatives regardless of the excitation wavelength (UV or Vis). Figure S2 . Predicted absorption spectra (td wb97xd/6-311+g*) of coumarin-BODIPY hybrids bearing electron rich moieties at the coumarin fragment.
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